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Experimental Section
Formation of [{Rh(cod)} 2 (µ-NH 2 )(µ-PPh 2 )]. An NMR tube was charged with [{Rh(µ-NH 2 )(cod)} 2 ] (16.7 mg, 0.04 mmol), d 8 -toluene (0.4 mL) and kept at -40 o C.
To this solution, diphenylphosphane (6.4 µL, 0.04 mmol) was added via microsyringe and the reaction mixture was allowed to stand for 5 min at this temperature. At this point, multinuclear NMR spectra were recorded, showing the presence of the mixedbridging complex, [{Rh(µ-NH 2 )(cod)} 2 ] and [{Rh(µ-PPh 2 )(cod)} 2 ] in a 1:0.5:0.4 ratio. Table S1 . Comparison between X-ray data and DFT optimized key geometrical parameters of the Ir 2 P 2 N core for structures 2, 3 and 7. Distances in Å.
- Figure S2 . Computed DFT potential-energy profile (∆E in kcalmol 
